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henyl-l,4-pentadiyn-3-amine£Bi^^^ )Vt LT#/; 0 Bf^-fe^- >f ;l/£>JRfi 
fil67mg(JR^:91%)-C^)^, MSii99%J^±"e^o f: 0 £ ON, N-Dimethyl-l-pheny 
l-l,4-pentadiyn-3-amine0^n#i|X*^ h ;K m&^tfk^^Z b^&LF® 

<^$W]X*^ MV (KBriegiJ) > 
(neat) 2947, 2861, 2784, 1490, 1039cnrl 

iH-NMR: £2.42(s,6H,NMe 2 ), 2. 44(d, J=2. 2Hz, 1H, C=CH^OCH) , 4. 57(d, J=2. 2H 
z, 1H.CH), 7.26-7.33(m,3H,Ar), 7. 46-7. 48 (m, 2H, Ar) . 

13C-NMR! £41.2(NMe 2 ), 49.4(CH), 72.6, 77.9, 83.2, 84.6(C=C), 122.4, 12 
8.3, 128.5, 131. 9 (Ar). 
<Mmft%t (^**^ MW) > 
MS (EI) : ra/z=182(M+-l). 

fct, N,N-Dimethyl-l-phenyl-l,4-pentadiyn-3-amine(i, ^TOfS^t^ ( 

17) zm'T2>ik&%d^$>&ztj)mmztitzo 
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19/ 



[0 0 4 2] 
Ut2 1] 



Me\ /Me 
N 



Ph 




CH 



-•(17) 



(mmm 5 ) 

mmm i o « b & o°c k £p l £ & k a * l 4=* £ m v » t an *. , 20 r -c-3 

0#W«#Lfc o ^v^T. ^O^JS^^^by^^-7^^v^A1.7mL(l.5mmol 
) ^i»nx.-r35lCT'2Bf Wtt#Lfc&, H»J 1 £ LTN,N-Dimethyl-l-pheny 
l-l-heptyn-3-amine£#Jife*'f Lt#t 0 ^S-fe* "f >K£>lRi{±212ing(J& 
^:98%)-e^>«9, iWSJS(±99XJ^±-C*o^:o -WN-Dimethyl-l-phenyl-l-heptyn 

<#flJRJR*^* h/P (KBrtt5U) > 

(neat) 2934, 2860, 2779, 1596, 1490, 1043cm-l 

<«^*R**^ Ml/ (CDCl 3 v#^TMSl*lS|5^) > 

iH-NMR : £0.93(t,J=6.8Hz,3H,CH 3 (CH 2 ) 3 ^CH 3 ), 1. 33-1. 56 (m, 4H, CH 3 (CH 2 )2C 
H 2 4>co (CH 2 )2) , 1. 71 (quint, J=7. 6Hz, 2H, CH 3 (CH 2 ) 2 CH 2 ^OCH 2 ) , 2. 35 (s, 6H, NMe 
2 ), 3.54(t,J=7.6Hz,lH,CH), 7.26-7.33(m,3H,Ar), 7. 34-7. 45 (m, 2H, Ar) . 
13C-NMRI S14.0(CH 3 (CH 2 ) 3 4»OCH 3 ), 22.5(CH 3 CH 2 (CH 2 ) 2 ^<?)CH 2 ), 28.9(C 2 H 5 C 
H 2 CH 2 tC^oV^TC 2 H 5 <h^L-CV^CH 2 ), 33. 7(CH 3 (CH 2 ) 2 CH 2 4 1 <7)CH 2 ), 41. 4 (NMe 
2 ), 58.2(CH), 85.9, 87.1(C=C), 123.4, 127.8, 128.2, 131. 7 (Ar). 
<«*55-#f (t*;*^ Ml/) > 
MS (EI) I m/z=215(M+). 

HRMS I Calcd for Ci5H 21 N:215. 1674, Found: 215. 1697. 

^oT, N,N-Dimethyl-l-phenyl-l-heptyn-3-amine(i, J£JlT<7>#fc®5£ (18) 



miiE#2 003-3093548 



mm 2003-177181 



^-v: 20/ 



[0 0 4 3] 
Mb 2 2] 




Bu-n 



••■(18) 



C 



Ph 



(5$cK Mett^f;H^ttHi:Phli7x^;H^^L, Bu-nlin 
-7^)UmZ7F-f 0 ) 
(Hifefll 6 ) 

$k\t7 x^JW ^ y^A £ j£ffc>f V 7"o \£)V?>f^ y^AO. 75mL ( 1 . 5mmo 1 ) 
CfML/:^(i»2 ^ICLt, N,N,4-Trimethyl-l-phenyi-l-pentyn- 
3-amine£^%fe:t^;v<b LT!#fc 0 zNi-fe* -Y ;KOiRS(±178mg( W :88%) Tab 
^ #€^t±99XJ^_L-eabo^ 0 iC0N,N,4-Trimethyl-l-phenyl-l-pentyn-3-amine 

<3NWK*"*? (KBrg^J) > 
(neat) 2957, 1560, 1490, 1030 cnr* 
<«»^C*i»^^^ Ml" (CDC1 3 «TMS|*J15^) > 

1H-NMR : <5 1 . 03 (d, J=6. 3Hz, 3H, CH (CH 3 ) 2 1 3 O (CH 3 ) 2 ) , 1 . 12 (d, J=6. 4Hz, 3H, CH(CH 
3)2^0 (CH 3 ) 2 ) , 1. 86(heptd, J =9. 8, 6. 6Hz, 1H, CH(CH 3 ) 2*000 , 2. 30 (s, 6H, NMe 
2 ), 3.05(d,J=9.8Hz, 1H.CH), 7.28-7.30 (m,3H,Ar), 7. 43-7. 45 (m, 2H, Ar) . 
13C-NMR: 5 19.8, 20.6(CH 3 ), 31.0(CH(CH 3 ) 2 '4 I <7)CH), 41.8(NMe 2 ), 65.6(CH), 
85.6, 86.6(CsC), 123.6, 127.8, 128.2, 131. 7 (Ar). 

MS (EI) : m/z=200(M+-l). 

Kot, N,N,4-Trimethyl-l-phenyl-l-pentyn-3-amine(±, (1 

9) zm-tztt&m-eib&ztiimuzfrtzo 

[0 0 4 4] 
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^-v: 21/ 



[it 2 3] 

Me\ Me 
N 

^Me ---(19) 
N CH 

Ph^ Me 

(j£4», Meli^f;H^^U P h(i7 x^;H^^f 0 ) 
(H»J 7 ) 

M7x-^v ^ y^A *$kitT 'J > ^ A l. 5mL(l. 5mmol) L 

£JiWi^«0 2 i:PI#^LT. N, N-D i me thy 1 - 1 -pheny 1 -5-hexen- 1 -yn-3-am i ne 
Lxntzo #if-fe^-r;K7)i|Xi(il64mg(lR^:82%)-e^)^. H 
S(i99%J^±-e^ofc 0 «10N,N-Dimethyl-l-phenyl-5-hexen-l-yn-3-amine<7)# 

<**MRJR*^* (KBrg^J) > 

(neat) 2977, 2943, 2861, 2824, 1598, 1489, 1070cm"! 

IH-NMRI <J2.34(s,6H,NMe 2 ), 2. 45-2. 50 (m, 2H, CH 2 ) , 3. 61 (t, J=7. 60Hz, 1H, CH) , 
5. 10-5. 20 (m, 2H, CH=CH 2 4»<7)CH 2 ) , 5. 93(ddd, J=17. 2, 10. 0, 7. 2Hz, 1H, CH^^C 
H), 7.28-7.34(m,3H,Ar), 7. 42-7. 45 (m, 2H, Ar) . 

13C-NMRI S38.4(CH 2 ), 41.4(NMe 2 ), 58.0(CH), 86.2, 86.3(C=C), 117.0(CH=C 
H 2 ffJ<7)CH 2 ), 123.2, 128.0, 128.2, 131.8(Ar), 135. 0(CH=CH 2 tp<7)CH) . 
<n^m (v**^h;v) > 
MS (EI) : m/z=198(M+-l). 

fct, N,N-Dimethyl-l-phenyl-5-hexen-l-yn-3-amine(±, J^T<7)#ii^ (2 

o) ttmmztifzo 

[0 0 4 5] 
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[ft 2 4] 



Me 




Me 



CH=CH 2 



•••(20) 



Ph 



Me(i/f^M/TU Phli7x-)H^^to ) 
(HJfefll 8 ) 

«ffif£»S T ^ =f > S#l L 20mLZl y P 7 7 * 3 K v J. f - )V J- - x ^3mL £ 
A*tfc&. 0*CT"C b 'J^WJ ;vr-bf-V>0.12mL(1.2mmol)^.U f n-7f-;i/'; 
^7A0.75mL(1.2mmol)£irax., 10#W*i# LT V 9 A T-fe?- U K*&fc 0 - 
oRStl^i^C fci"* 0 HMM l <7)^B 4-0°C(ci^iP LfzfeKm 

mczL^mzm^xtia*., 2o°c -c3o^wa^ l 

[0 0 4 6] 

i<^MJS^^^k7^-;i/V^-^v7A1.5niL(1.5mmol) £inx."C20 
t;"T?2l$Wtt#Lfc^ Mtfffll tragic LTN.N-Dimethyl- a -[(trimethylsily 
l)ethynyl]-benzenemethanamine?r# : jii'fe^-^' )Vt LTfffco ifcfo&ylr 4 )V<7)WL 
Sfi202mg(JR^:87%) ttjKf±99%J£Lt-C*ofc 0 - ON, N-Dimethyl- a -[( 

trimethylsilyOethynylj-benzenemethanamineCO^t-^X^^^ h J&MMt^k 

<mmwx^? h)i< (KBrfssj) > 

(neat) 2958, 2859, 2780, 2162, 1492, 1021cm- 1 
<$aK£W8*^h^ (CDCl 3 ^3£TMSFWiim) > 

iH-NMRl S0.24(S,9H,SiMe 3 ), 2. 23 (S, 6H, NMe 2 ) , 4. 60 (S, 1H, CH) , 7.16-7.35 (m 
,3H,Ar), 7. 52-760 (m,2H,Ar). 

13C-NMR! £0.23(SiMe 3 ), 41.4(NMe2), 62.3(CH), 92.8, 100.8(C=C), 127.6, 
128.1, 128.4, 138. 3 (Ar). 
<SC*^#f (v**'** Ml/) > 
MS (EI) : m/z=23l(M+). 

ft^t, N,N-Dimethyl- a -[ (trimethylsi lyl)ethynyl]-benzenemethanamine{i 



mUW 2003-3093548 



mm. 2003-177181 



^-v: 23/ 



[0 0 4 7] 
[it 2 5] 

Me\ /Me 
N 

OH ...(21) 
Ph 

Me 3 Si^ 

(j£fK Me (i^;l^£^U Phli7x-jH^to ) 

5mL(l.5ramol)^SPxT20°C-e2Bf^»L7t:^ li^Jl t^:LT, N, N-Dim 
ethyl-l-(trimethylsilyl)-5-hexen-l-yn-3-amine£^fe:t ^ )V t LX%tz Q ^ 
fe*>T^OJR*l±149mg(JR^:76X)-C*»), MJK«i99%m_t-e&o fc 0 >TON,N-Di 
methyl-l-(trimethylsilyl)-5-hexen-l-yn-3-amine<7)^^^.l|X^^^ h 

o 

<#^RJR^^^ (KBri£#J) > 

(neat) 2960, 2825, 2781, 2160, 1457, 1024 cm" 1 

iH-NMR ! S0.17(s,9H,SiMe 3 ), 2. 24 (s, 6H,NMe 2 ), 2. 36 (td, J=7. 6, 1. 2Hz, 2H, CH 2 ) 
, 3.37(t,J=7.6Hz, 1H.CH), 5. 06-5. 14 (m, 2H, CH^^CI^) , 5. 86(ddd, J=17.4, 
10. 0, 7. 6Hz, 1H, CH=CH2^<7)CH) . 

13C-NMR: S0.22(SiMe 3 ), 38.3(CH 2 ), 41.2(NMe 2 ), 58.1(CH), 90.3, 102.7(C= 
0, 116.8(CH=CH 2 ^<7>CH 2 ), 135. 0(CH=CH 2 ^OCH) . 

MS (EI) : m/z=195(M+-l). 

HRMS : Calcd for CnH 21 NSi : 195. 14433, Found: 195. 14578. 

fct, N,N-Dimethyl-l-(trimethylsilyl)-5-hexen-l-yn-3-amine{i, JilTO 
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t»i£:£ (2 2) ^ttl. jt^f t-^^ i t«I^^: 0 
[0 0 4 8] 
[tt2 6] 



Me x /Me 
N 




CH=CH 2 



■-(22) 



Me 3 Si^ 

mmm i o ) 

^EE^^lLFT ;V =f L 7t20mLZl '7P7 7^3(;yxf-;vx-x -H^mL^r 

XUtz^ 0°CT-ei -^y>0. 14mL(l.2mmol)^.^n-'7"^;U'J A0.75mL(l 
.2mmol)^iP^10^raM#LT 'Jf^T-bf'J K£t#£ 0 -^JS?§fR£«i 

v^TSnx., 20°C^30^raTOL7t:o 
[0 0 4 9] 

$c^T. M7xx;vv^^ v^A1.5mL(1.5mmol)^^Px.T2Ot:-e2 0#r B m# 
Lfclfe, ^#fe#!l 1 £ LTN.N-Dimethyl- a -(l-hexynyl)-benzenemethanami 

neZ^m&TlrJ tot LX'&tZo ^ife* ;K7)i|XH:fil94mg(iR^:90%) «9 > 
^fij^ {±99%J^±-e^> o /;„ £ ON, N-Dimethyl- a -(l-hexynyl)-benzenemethanamin 

<m\-m\*s<? Y )\s (KBr§E#J) > 

(neat) 2957, 2934, 2860, 2778, 2256, 1492, 1044cm" 1 

<«m*R§;^? h)V (CDCl 3 *t^TMSl*JgMim) > 

iH-NMR : d 0. 94 ( t , J=7. 2Hz, 3H, CH 3 (CH 2 ) 3 * ?>CH 3 ) , 1 . 50 (sext , J=7. 7Hz, 2H, CH 3 C 
H2 (CH 2 ) ^ T (CH 2 ) 2 £ L T £ CH 2 ) , 1 . 56 (quint , J=6. 9Hz, 2H, C 2 H 5 CH 2 C 
H 2 H^V>TC2H 5 t^Lrv^CH2), 2. 23 (s, 6H, NMe 2 ) , 2. 33(t, J=6. 8Hz, 2H, CH 3 
(CH 2 ) 2CH 2 K V> T (CH 2 ) 2 L T v ^ CH 2 ) , 4. 57 (s, 1H, CH) , 7. 26-7. 52 (m, 3H 

,Ar), 7.54-7.55(m,2H,Ar). 
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^-v: 25/ 



13C-NMR: ^13.6(CH3(CH 2 )3^0CH 3 ), 18. 5(CH 3 CH 2 (CH2)2^£^T (CH 2 )2<^^ 
LTV^CH 2 ), 22.0(C2H5CH2CH 2 ^^v^TC2H 5 i:|S'^L-rv^CH2), 31.2(CH 3 (CH 
2)2CH 2 HioV^T(CH2) 2 t|g^-LTV^CH 2 ), 41.5(NMe2), 61.8(CH), 74.8, 88.6 
(C=C), 127.5, 128.1, 128.5, 139.3(Ar). 

MS (EI) : m/z=215(M+). 

ft-st, N,N-Dimethyl- a -(l-hexynyl)-benzenemethanamine{i^ .tlTOflfjif^; 

(23) ^m-r^it^^^h^ttmm^fitzo 

[0 0 5 0] 
Hb2 7] 

Me\ /Me 
N 

-(23) 

Ph 

n-Bu 

(5^ Mett^fiH^^ftiU:Phli7x-^i^^L, n-Bufin 
-7*^-;i^£^-fo ) 
(»M 1 1 ) 

7 ^ =f>f£& L 7ti20mL~ 7P7 7^3(; yxf )V jl - 7- ;i/ 3m L£ 
Xfitz^ 0°CT-e2-^ *f- y-Z-x. >0. l4mL (1. 2mmol ) R tFn- ;u »j ^ 

•>A0.75mL(1.2mmol)^*Dx.l0^r H l^LT';^^AT-t^-'; K£t#£ 0 >r<7)^ 

£ L £ ffl v > X DU x. , 20°C T30ftfflmW L £ o 
10 0 5 1] 

it^T, A1.5mL(l.5mmol)^^nx.T20°C-e2 B$PiU*i# 

Lfzm, iiHiltftK LTN,N-Dimethyl-«-(3-methyl-3-buten-l-ynyl)-be 

nzenemethanamineSr^g-fe^-f )V t Ltf f: 0 zNgfe* 4 ;KE>J&fif±173mg( 
:87X)-CabO. ^fiJg(±99%J^±-e^>o7t 0 ^ON.N-Dimethyl- a -(3-methyl-3-bute 
n-l-ynyl)-benzenemethanamineO#^®.lR^^^ ^M^^Rl^.^^ h 



tbliE#2 003-3093548 
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^-vl 26/ 



<fcW8MX'*9 h)\« (KBr»J) > 

(neat) 2945, 2859, 2822, 2779, 1491, 1043cm-l 

<mm%&mxs<? h )i/ (cdcis^tmsi^^i^) > 

1H-NMR: <n.97(s,3H,CH 3 ), 2. 26 (s, 6H, NMe 2 ) , 4. 71 (S, 1H, CH) , 5. 26 (quint, J=l 
.7Hz,lH,C=CH 2 *OCH 2 ), 5. 36(S, 1H, C=CH 2 ^OCH 2 ) , 7. 28-7. 37 (m, 3H, Ar) , 7.53 
-7.55(m, 2H, Ar). 

13C-NMRI <J23.9(CH 3 ), 41.5(NMe 2 ), 62.1(CH), 83.7, 89.6(C=C), 121.6, 126 
.7(C=C), 127.7, 128.2, 128.4, 138.7(Ph). 

MS (EI) : m/z=198(M+-l). 

HRMS I Calcd for Ci 4 H 17 N: 199. 1361, Found: 199. 1350. 

t^o T> N, N-Dimethyl- a -(3-methyl-3-buten-l-ynyl)-benzenemethanamine{i 

, \>xr<?>mm& (24) *ttzit^^&zzt&fflzz*itio 

[0 0 5 2] 
Mb 2 8] 

N 

HAv >h " (24) 

c 
I 

Me 

(n mm 1 2 ) 

A*tfc?£. 0tTt7°n;^^>7^ft Kyif^7-t * -M). 17mL(1.2mmol) 
aVh-rfA' 'Jf 7A0. 75mL(l. 2mmol) *iDx.lO^IWtt^ LT U f J 

[0 0 5 3] 

, Jfer-fb 7 i - v A 1 . 5mL(l . 5mmol ) £ in T20°C T 2 B#R8ifc# 
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L7tf^ ilMl <h|5)^t^ LTN, N-Dimethyl- « -(3, 3-diethoxy-l-propynyl)-be 
nzenemethanamine^Bf^rfe;*-^ ;u<h LT|#/c 0 Hf g^fe^ ;K7)JRif±250mg(J|X^ 
:96%) MJS(±99%m±-e^o7t:o - ON, N-Dimethyl- a -(3, 3-diethoxy-l- 
propynyO-benzenemethanamine^^MlR;^^ h ;K WMi%^%7^7 Y )^7k 

<m\-m\7^7Y)V (KBr$^J) > 
(neat) 2976, 2824, 2780, 1450, 1052cm- 1 
<mm%^m7^7h)^ (CDCl 3 ^TMSF*I^im) > 

IH-NMRI <n.26(td,J=7.0,1.0Hz,6H,CH 2 CH 3 *OCH 3 ), 2. 26(s, 6H, NMe 2 ), 3.65(m 
, 2H, CU 2 CU 3 ^(7)Cti2) , 3. 81 (m, 2H, CH 2 CH 3 ^ <DCH 2 ) , 4. 69 (s, 1H, CH(0CH 2 CH 3 ) 2 * O 
CH), 5.43(d,J=1.6Hz,lH,CH), 7.28-7.36(m,3H,Ar), 7. 52-7. 54 (m, 2H, Ar) . 
13C-NMR: S 15.2(CH 2 CH 3 *<7>CH 3 ), 41.6(NMe 2 ), 60.9(CH), 61. 7(CH(0CH 2 CH 3 ) 2 
^OCH 2 ), 80.6, 83.9(C=C), 91. 5(CH(0CH 2 CH 3 ) 2 ^OCH) , 127.2, 128.2, 128. 
3, 138.1(Ar). 

<5?*5t#f (-?77,s<7 Ml/) > 
MS (EI) ! m/z=216(M+-l). 

HRMS : Calcd for C 16 H 23 N0 2 : 261. 17288, Found: 261. 17453. 

t£oT^ N, N-Dimethyl- a -(3, 3-diethoxy-l-propynyl)-benzenemethanamine(i 

. i^rom^ (2 5) £^-fMt^tJ-e&&- t^«iS$*i^o 

[0 0 5 4] 
HC2 9] 

N 

'^H ...(25) 

(EtO^HcT' 

(j£>K Meli^f;H^^L, P h(i7x^;H^^t, E t (2 -x. ^- £ tj; 
i-o ) 
(H«!) 1 3 ) 

WJ±M.'MJk XfT )V =f y L /c50mLZl y P 7 9 ^. n iz )V - -r )U3mLR 
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M,N-y7'JHt*^A7? F0.141g(1.0mmol)£A*L£^ M7 7 ;u * n 
9 >^^^>^^^;i/0.113n^(1.0mraol)^t)n^20 o C-e30#^^L^o 

[0 0 5 5] 

^cv»-e, ^lG^0°C^<tiPL/cf^^HWiJ l O&jfcASrL^fcffiw-Orax. 
, 20 o C-e30^^m#t^o Mv^T, RjCS»iStw||>fb7i-^^">^A1.5mL( 
1.5mmol)^jjnx.T20°C-e2B#^it#L^o fit, fiO&igifctf* <b Ox- -f rt^fttB 

'J*^>*7A^D7 (S^v#^^r-9->:^m^^^=20:l(#»J:b), 
Rf =0 . 46) "C ffl$? L x N, N- (D i -2-propeny 1 ) - a - (pheny 1 e t hyny 1 ) -benzeneme thanam 
ine£Stfe:*-f )Vt LX'&fZo ISrfe* 4 ^OJDUH»il95mg(JR^:68X) fc e - 
CON, N- (Di-2-propenyl)- a - (pheny lethynyl) -benzeneme thanam ine<7)^1>gg.JR^. 

com*) -ch^tzo 

<ft*mWX'<? h )l< (KBr$E#J) > 

(neat)3079, 3031, 2978, 2924, 2817, 1490, 1029cm"l 

<m&.%&m*s<? Ml- (CDCl 3 ^TMSrtg^-^) > 

iH-NMR : 8 3.05(dd, J=14. 2, 7. 7Hz, 2H, CH 2 ) , 3. 28(ddt, J=14. 2, 4. 4, 1. 5Hz, 2H, CH 2 
), 5.10(s,lH,CH), 5.13(d,J=17.5Hz,2H,CH=CH 2 4'OCH2), 5. 27 (dd, J=17. 5, 1. 5H 
z, 2H, CltCH^OCI^) , 5. 85(dddd, J=20. 0, 10. 4, 7. 7, 4. 4Hz, 2H, CH=CH 2 <P<7)CH) , 7 
.27-7.37(m,6H,Ar), 7. 52-7. 56 (m, 2H, Ar) , 7. 68 (d, J-7. 2Hz, 2H, Ar) . 
13C-NMRI <J53.6(CH 2 ), 56.6(CH), 87.4, 87.9(C=C), 117.3(CH=CH 2 ^<7>CH 2 ), 
127.4, 128.1, 128.2, 128.3, 128.4, 128.5, 131. 9 (Ar), 136. 5(CH=CH 2 <f<7)CH) 
, 139. 4 (Ar). 

MS (EI) : m/z=286(M+-l). 

HRMS : Calcd for C 2 iH 21 N: 287. 16740, Found:287. 16511. 

Vt-oX^ N,N-(Di-2-propenyl)- a - (pheny lethynyl)-benzenemethanamine(iu 
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(2 6) Z^-fZ>it&m~(:&hZ.ti)mmZfrtz 0 

[0 0 5 6] 
[ft 3 0] 

H,C=CH-CH„ ^CH-CH=CH, 
2 2 ^N 2 2 

^C" >h -(26) 

Ph 

(5£fK Phtt7x^;l/S^^f 0 ) 
(HJfcfll 1 4 ) 

«JE$£&;& C^T )V =fym& L 7t20mL~ yP77^3(;yxf^x-f ;V8mU N 
,N-^f^ft*^AT5 K0.085mL(lmmolh F'j7^n>^>^jwt>i 
^^;l/0.115mL(lmmol)*jm^n^, 20t;-e30fj?W8H$L*:o ^V^T\ 
fft£0rtC<%-±PL7^ 7i-;UU^'7AL6mL(0.94M solution in Et20; 1. 5mmo 
DiJnx.. 20 < CT'lB#^#L/^o Z<OBL&mWLZmmHt1-&o fit, v#m 

A2.0mL(1.0M solution in THF;2mnol) SriHlx., 20°C 
"e3l$lffltt#Lfco 2<^~> ^fO^bT^^-^A^^OmL^tjaxTSJS^^ 
it 3 Sl^v§?S^^O^-T-^ttai^3llI^L^f 9 <h £ 4> H2ftJS®?6mLtc 
J:4i— f ^WOffliaSrSlHUiiSLff^ofeo Mv^T, ^tMOpH£30%7fc$Ht^ 
h 'J 9A7tciit7;^ ';i4(pH=13~14)H L£f£, v^^^^-x;U6mL^fflv^ 

Zm^tz&MZftft^tz^ mMRVmffiZft & o -CN,N-Dimethyl- a -ethyl-be 
nzenemethanamine^|fj|'fe^--f ;U<h LT#£ 0 Sltfe* >f ;K£>l&Sf±0. 095g(JR 
^:58%) "C£> o 7t 0 £ ON, N-Diniethyl- a -ethyl-benzenemethanamineO^l^^ 

^flBSC***^* (CDCl 3 v«TMSl*]^TO) > 

iH-NMR: S0.72(t,J=7.6Hz,3H,CH 3 ), 1. 71-1. 82 (m, 1H, CH 2 ) , 1. 91-2. 03 (m, 1H, CH 
2), 2.20(s,6H,CH 3 ), 3. 09 (dd, J=4. 7, 9. 8Hz, 1H, CH) , 7. 20-7. 28 (m, 3H, Ar) , 7.30 
-7.37(m,2H,Ar). 

13C-NMR: S11.0(CH 3 ), 26.0(CH 2 ), 42. 9(N(CH 3 ) 2 ) , 72.7(CH), 127.1, 128.1, 
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128.7, 140. l(Ar). 

lot, N, N-Dimethyl- a -ethyl-benzenemethanamine(^ J^T<7>f#j£5t (2 7 
[0 0 5 7] 



-To ) 

(mmm 1 5 ) 

Mif^v^*^y^7 A^^<b7i-^-^^^v'>A2.0mL(1.0M solution in 
THF;2mmol)^^ML^^iiH»!l 1 4 <!: [ej^ltc LT, N, N-Di methyl - a -pheny 
l-benzenemethanamine£?f M^WH^t LXWfz 0 ?SfftL@#<^i|Xilfi0. 186g()R 
^ :88%) T&^fZo ^ <?)N, N-Dimethyl- a -phenyl-benzenemethanamineCO^ISI^;* 

iH-NMR! £2.18(s,6H,N(CH 3 ) 2 ), 4. 05 (s, 1H, CH) , 7. 15(t, J=7.2Hz,2H,Ar), 7.25 
(t, J=7. 2Hz, 4H, Ar) , 7. 42 (t, J =7. 2Hz, 4H, Ar) . 

13C-NMRI S44.7(N(CH 3 ) 2 ), 78.0(CH), 126.9, 127.7, 128.4, 143. 4 (Ar). 

Hot, N, N-Dimethyl- a -phenyl-benzenemethanaminef^ ^T^tSii^ (2 
8) Sr^T"r&^!»-C**ifc*q«S$*tfe 0 
[0 0 5 8] 



Ut3 1] 




-(27) 



Kb 3 2] 



N 

Ph 



-(28) 



(5^> Mel^f^i^U Phl±7x^iH^^f 0 ) 
(HM^J 16) 
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^•-V 31/ 



%\t3-1-)V-?>f^ v^A£^fcTU;V^*v^A2.0mL(l.0M solution in E 
t 2 0;2mmol)«HL7t:J^i||»!J 1 4 <b[5]#tcLT, N, N-Dimethyl- a -2-prop 
enyl-benzenemethanamine^lf^'fe^-^ )Ut LX%tz 0 W^^^t 4 ;KOlRM(i0. 1 
30g(l|X^ : 74%) X$> o fc Q £ ON, N-Dimethyl- « -2-propenyl-benzenemethanamine 

!H-NMR I a 2. 19 (s, 6H, N (CH 3 ) 2 ) , 2. 48-2. 57 (m, 1H, CH 2 =CHCH 2 £ & v » TCH £ 
LTV^CH 2 ), 2.61-2.69(m,lH,CH 2 =CHCH 2 tCj3V^TCH^#^LTV^CH 2 ), 4. 
92 (dt , J=l . 2, 10. 0Hz, 1H, CH 2 =CHCH 2 bZjs^XCHt ~ L X V* &CH 2 ) , 4. 98 (dq 
, J =2. 0, 17. 2Hz, 1H, CH 2 =CHCH 2 tCfcv^TCH — MIS^ LTV^ CH 2 ) , 5. 61 (ddt , J=6 
. 8, 10. 4, 17. 2Hz, 1H, CH 2 =CHCH 2 f OCH) . 

13C-NMR: <5 37.8(CH 2 =CHCH 2 HioV^TCH<h^.|t^-LTV^CH 2 ), 42. 7(N(CH 3 ) 2 ) , 
70.6(CH), 116.4(CH 2 =CHCH 2 H^v^TCHfc-m^LTV^CH 2 ), 127.7, 128.0 
, 128.6(Ar), 135.7(CH 2 =CHCH 2 ^OCH), 139.0(Ar). 
££o X^ N, N-Dimethyl- a -2-propenyl-benzenemethanamine(±^ JilTOlftiir^; 
(2 9) imi-&1t&to"?*!>2>Z£i>*mZZtifi:o 
[0 0 5 9 J 
Ut3 3] 

N 

/C^ --(29) 
/C H 2 Ph 

H 2 C=CH 

mmm 1 7 ) 

JUki-f^v^* isO A^r^b^^— )l<-?y^ Z/<y A4.0mL(0.5M solution in 
THF;2mmol)«HU iiH^ftif-^v^^ A *;&nx.rt:&K 7 0 °C 
•C 3 l$W«#L£J£JWli|Sifc0d 1 4 £ ra^ic LT> N,N-Dimethyl- « -ethynyl-be 
nzenemethanamine£Hg^fe*^;u£ Lt|#/; 0 Bf^-fe^- ^ ;K7)JR*(i0. 186g(i|X 
^ :88%) o fc 0 i ON, N-Dimethyl- a -ethynyl-benzenemethanamineO^it^ 
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<®M.%jtm*s<? Y )V (CDCl 3 ?#«TMSl*JgMim) > 

iH-NMR: <5 2.23(s,6H,CH 3 ), 2.62(dJ=2.4Hz, 1H, C=CH4>^CH) , 4. 64 (d, J=2. 4Hz 
, 1H, PhCH) , 7. 26-7. 39 (m, 3H, Ar) , 7. 56-7. 58 (m, 2H, Ar) . 

13C-NMR: £41.5(N(CH 3 ) 2 ), 61.8(CH), 76. 1 (C=CH*<7>CH) , 79. 2(C=CH^OC) 
, 128.0, 128.4, 128.6, 138. 9 (Ar). 
Sot, N,N-Dimethyl- a -ethynyl-benzenemethanaminefi. J^T<9f#ji^; (3 

o) ^^-r^it^xh^^ 1 tmm ztitio 

[0 0 6 0] 
[it 3 4] 

N 

'/H -(30) 
Ph 

HC^ 

(5$*, Me (2^?-;i^£^U Ph(i7x-;H^^f 0 ) 
(HMM 1 8 ) 

•Mffifg^ TFT )V ^fyWM L 7^20mL^ 7077X3(:yxfK-f ;i/8mU N 
, N-y^ f ;V-4-7 ^ y-tf > * f ^ 7 < K0. 244g(lmmol) , W7)\s3ru 
* 9 >^^^>m^^^0.115mL(lmmol)^jlI^P^, 2Q>V,X3mmnW L/c Q ^ 
<10^^§^^0 0 C^<^*PL^^, 7z^f'J A1.6mL(0.94M solutio 
n in Et 2 0;1.5mmol)^tJPx.. 2VCXm F^tl# Ltz Q ZblZ, %it^)^V^ 
is*? A2.0mL(1.0M solution in THF;2mmol) $rSPx.> 20°C"^3Bf HBtjiMf L7tr 0 L 

•;i4(pH=i3~i4)^ l/;^, v^)v^-7-)v^*m^tz^-T)vifo\&z<5mm 

#\ Mi&RTfmMZIrtc^XN^-Vimethyl-a -(4-bromophenyl)- « -ethyl-benze 
nemethanamine^^fe@#:t LX&fz 0 ItfeS^iRsfiO. l67g(W :52%) -e* 
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o tzo Z. CON, N-Dimethyl- a - (4-bromopheny 1 ) - a -ethyl-benzenemethanamine<7) 
<mW-m.UX^? (KBr^J) > 

3085, 3057, 3022, 2981, 2936, 2863, 2824, 2782, 1664, 1586, 1484, 1446, 
1394, 1009, 823, 758, 706cm"l 
<%&&&&mx'<9 Y )l< (CDCl 3 v#^TMSl*Ig5^m) > 

iH-NMR! £0.59(t,J=7.2Hz,CH 3 ), 2. 19 (s, 6H,N(CH 3 ) 2 ), 2. 06-2. 21 (m, 2H, CH 2 ) , 
7. 21 (d, J=8. 8Hz, 2H, Ar) , 7. 25-7. 34 (m, 5H, Ar) , 7. 43 (d, J=8. 8Hz, 2H, Ar) . 
13C-NMRI £8.5(CH 3 ), 31.7(CH 2 ), 39.4(N(CH 3 ) 2 ), 120.0(C), 126.5, 127.1, 1 
29.5, 130.1, 131.4, 139.7, 140. 2 (Ar). 

££o t, N, N-Dimethyl- a -(4-bromophenyl)- a -ethyl-benzenemethanamine(i 
, &TO*i£5$; (3 1) ^-fMt^-^hhZ. tTbmUZftfZo 
[0 0 6 1 ] 
[ft3 5] 

V^, C 6 H 4 -Br-4 ...( 31 ) 
Ph ^Et 

(jS^ Me (i^;l^£7FU Phli7x-jv|^U CeH 4 -B r-4li 
4 -7'nt7x-^|^to ) 
(H»J 1 9 ) 

mmmR XfT )V =f > L £20mL- 7P7 7^3|:yif;Vx-f ;V8mL. N 
,N-y^W^>X7^ K0. 165g(lmmolh h'J7;vtn>^yx^>^ 
^0.115mL(lmmol)OI^nx.. 20VT30fpmm.WLfz o 

£0°CK<££PL7t:iL y^)W AO. 94mL(1.6M solution in hexane ; 1 . 5mmo 1 ) 
SrflPx., 20°C-eiB#F B 1ti#L/i o %\tT 'J A2.0mL(1.0M so 

lution in Et 2 0;2mmol)£iD;L. 20t;T3[^P«# Lfz Q f LT, ftft^fcT >-=E 
— A 7X^Hl20mL £ in x. T Rl£ £ #lk $ -£ fcgU »^Ox-f ;u Wi tB £ 3 0 

v>T, mttiM<Dp}l$:30%7km\:i- y -t" AtK^-CT^ 'Jt£(pH=13-14Hc Lfc 



tBIE#2 003-3093548 



WM 2003-177181 



^- v : 34/ 



oTN, N-Dimethyl- a -butyl- a -2-propenyl-benzenemethanamine£|f'fe;t" 4 )V t 
LmtZo m&ytJ)\/CDl\XmmA36g(Mm:59%)X$>^fZo -ON.N-Dimethyl- 
a -butyl- a -2-propenyl-benzenemethanamine<7)5!F^iSljX^.^^ f- J^lk^WMM. 

<#£»1XX^ Ml/ (KBri^iJ) > 

(neat) 3060, 2954, 2870, 2823, 2780, 1688, 1637, 1598, 1445, 911, 765cm- 1 

iH-NMR : S0.86(t, J=7.2Hz,3H,CH2CH2CH 2 CH3^0CH3), 1. 07-1. 31 (m, 4H, CH 2 (CH 2 
) 2 CH 3 <*> <D (CH 2 ) 2 ) , 1 • 83-1 . 88 (m, 2H, CH 2 (CH 2 ) 2 CH 3 \Z £> V> X (CH 2 ) 2 1 LX^ 
h CH 2 ) , 2. 19 (s, 6H, N (CH 3 ) 2 ) , 2. 66-2. 79 (m, 2H, CH 2 =CHCH 2 \Z £> v > TCH t J£ L 
T v > £ CH 2 ) , 5. 02 (dq, J=l . 2, 10. 0Hz, 1H, CH 2 =CHCH 2 K iS^XCE t LT^ 
£CH 2 ) , 5. 10 (dq, J=l. 6, 17.2Hz, 1H, CH 2 =CHCH 2 K&^^XCHt. —M%a y a L T V * & CH 2 
), 5.83(ddt > J=7.6,10.0,17.2Hz,lH ( CH 2 =CHCH 2 ^(7)CH), 7. 20-7. 26 (m, 1H, Ar) , 7 
. 30-7. 34 (m, 2H, Ar) , 7. 38-7. 40 (m, 2H, Ar) . 

13C-NMR: ^14.1(CH 2 CH 2 CH 2 CH 3 >f<7)CH3), 23.5, 26.3, 35.4, 38.4(CH 2 ), 39. l( 
N(CH 3 ) 2 ), 63.9(C), 116.6(CH 2 =CHCH 2 ^ioV>TCHt-m^LTV^CH 2 ), 126. 
1, 127.5, 127. 6 (Ar), 135. 8(CH 2 =CHCH 2 ^<7)CH) , 142. l(Ar). 
i^t^ N, N-Dimethyl- a -butyl- a -2-propenyl-benzenemethanaminef^ J^IT 

vmrn^ (32) *^i-z>lk^%dX$)Z>z ttmuztifzo 

[0 0 6 2] 
Ut3 6] 

V^Ph ---(32) 
^CC /CH=CH 2 
n-Bu CH 2 

Me fi^f ^i^^ft t U:P hli7x^;H^^L, n-Bulin 
(^«U 2 0 ) 
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icEEIBi&t/T )V rf >S#I L ^OraL" y □ ~7 9 * rr £ ^ifA/x- f ^5mL£ 
A*Lfc&, OtTt h >J ^f-;Vv 1 J;l/T-b^-l^>0.21mL(1.5mmol)S.y f y^^';^ 
7 A0.94mL(1.6M solution in hexane; 1. 5mmol) ^inx.T10^^il^ Lt 'j f? 

L fc50mLZl y □ 7 '7 * 3 K v .x. il/i-f ;U5mU N, N- v ^ * T -fe 

hT^ K0.103g(lmmolK h 'j 7 n ^ * >^ fl/* >^ ^;uo. 115mL(lmmol) 

10 0 6 3] 

>k^x\ mm] zovizriimLtzmzmwii ZL^wim^xiuz., 2o°c-e3o 

lution in Et 2 0; lOmmol) £3JP;L. 70t-C6B# Lfco fit, g&fO*slfcT> 

^ - ^ A tK ^2(hnL * J Q x. "C SIS * ih $ -fr 7t ^ Wb^x-f ^itU*3 

M^T, MmwL<DpHZ30%7kMi[:1- h W&Tkmifc-CTfrjj ■;tt(pH=13~14)tCL 

, m&m6vLiz£&^-T)i'm<omm*3®mi&Lft%^fz^ fam?s<7)pH^3o% 

TkSHfcT- h V ^^mWLXTJVi] 'Jl4(pH=13~14)K U vx.^;i/-x.-x^6mL^ 

V^Zm ^tz&m Zfttto tz&, Xf-mm * ft & o TN, N-D imethy 1 - a -meth 

yl- a -[(trimethylsilyDethynyn-benzenemethanamine^rH^^^ ;i> i: LXffitz 
.0 H-fe^-f ;K7>1|X»{±0. 167g(iR^:68%)-e^>o/io - ON, N-Dimethyl-« -methyl 
- a -[(trimethylsi lyOethynyll-benzenemethanamineO^-H^X^.^^ h 
^i&^W*;*^ h )\/<7)%%Mli&T<7>M*)X$>^tz 0 
<*«^^^f;v (KBr^J) > 

(neat) 3060, 3026, 2986, 2956, 2862, 2823, 2782, 2158, 1600, 1489, 1447, 
1250, 928, 843, 762, 700cm"l 

iH-NMR : £0.25(s,9H,SiMe 3 ), 1. 56 (s, 3H, CH 3 ) , 2. 17(s,6H,N(CH 3 ) 2 ), 7.21-7.2 
5 (m, 1H, Ar) , 7. 26-7. 34 (m, 2H, Ar) , 7. 66-7. 69 (m, 2H, Ar) . 
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13C-NMRI £0.36(SiMe 3 ), 31.2(CH 3 ), 40. 3(N(CH 3 ) 2 ) , 64.0(C), 91.7, 104. 1(C 
=C), 126.3, 127.0, 128.0, 145.0(Ar). 

t^o Xs N, N-Dimethyl- a -methyl- a - [(trimethylsi lyl)ethynyl]-benzenemet 
hanaminefi, mTOtfit^: (3 3) Z>\t^%»X$>%> Z. t tfmUZ fttz 0 

[0 0 6 4] 



(j^> Me (i^>;v^^^L, Phli7x^^Mgto ) 

(mmm 2 1 > 

,N,2- h ^f^7n;r/ft7 ^ K0. 131g(lmmol) , h'J7Wn^^v^W 
>m^^^0.115mL(lmmol)^jl|I^nx., 20°Ce30#^ti# Lfco £ORJoi§?£& 

[0 0 6 5] 

mLd.OM solution in Et 2 0; lOmmol) fciJDx., 20 o C-C6B#F^TO Lfco fit, t& 
ft&it T y * - V A 7fc^m20mL & z. X * Wit mttzfe, mwLfrb<D^~-T 
JWflttJfcSlHlHigLfi 1 -9 ^«^K6mLtlJ:&i--r*'S«)«lttl*3lHl*|jgL 
tf^o/io M^T, ffl£MOpH£30%7K^ffc-?- h 'J * A T^* 7 ;tt(pH=l 

3 - 14) iz LfciL yxf^i - f - ;V6mL £ JB ^fz J- - -r ffi =Sr 5EI^I Lfr * o 
fco S«bK, ^^6mLlci^i--r;ue(7)fftm^3[ll^Uf^o^m. ittlS 
<£>pH£30%7R^fb^ h ^AtK^-CT^^ ';tt(pH=13-14)K L> yxf^x- 
x;U6mL^fflv^z^--r;^ai^5|ll^Uf^o^o f LT, Ml til 
•7^*^v7A £fflv>fcteflfe£fffc o fcffc, itaSt^jftM^ff'S: o TN, N-Dimethyl 
-4-(l-methylethyl)-6-(trimethylsi lyl)-l-hexen-5-yn-4-amine?r^ / fe,^" A )V t 



[ft 3 7] 



Me 




•-(33) 



Me 3 Si 
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LX%tz 0 M&*J ^OJR**i0.100g(JR^:44«)t?2bo^:o - ON,N-Dimethyl-4 
- ( 1 -me thy 1 e t hy 1 ) -6- ( t r i me t hy 1 s i 1 y 1 ) - 1 -hexen-5-yn-4-am i ne O ^ ^ ^ 

<*£f«U^h^ (KBriSSI) > 

(neat) 3076, 2961, 2825, 2785, 2155, 1637, 1536, 1468, 1250, 857, 842cnrl 

iH-NMR: 5 0.17(s,9H,SiMe3), 0. 97 (d, J=6. 8Hz, 3H, CH(CH3) 2 t t 3 <7) (013)2) , 1.06( 
d, J=6. 8Hz, 3H, CH(CH 3 ) 2 ^<7) (CH 3 ) 2 ) , 2. 05 (sept, J=6. 8Hz, 1H, CH(CH 3 )2 , t'OCH) , 
2 . 30 (s , 6H, N (CH 3 ) 2 ) , 2. 38-2 . 46 (m, 2H, CH 2 =CHCH 2 K & V* TCH t L X v * & CH 

2), 4.99(dq,J=1.2, 10.4Hz, lH,CH 2 =CHCH 2 tCi3V^-rCHhrm^LTV^CH 2 ), 5 
.04(dq,J=2.0, 17.2Hz, 1H, CH 2 =CHCH 2 ^i3 WTCHh rmi^g- LTV^CH 2 ) , 6.02(d 
dt, J=6. 8, 10. 0, 17. 2Hz, 1H, CH2=CHCH2*<7>CH) . 

13C-NMR : £0.33(SiMe 3 ), 17.2, 19. 1 (OKO^*?) (CH 3 ) 2 ), 34. 1(CH (013)2* 
OCH), 37.5(CH2=CHCH 2 ^^V>TCHt^^-LTV^CH2), 40. 0(N(CH 3 ) 2 ) , 65.4 
(0 , 89.8, 106.3(C=C), 115.6(CH2=CHCH2fci3V*TCHi: rlft^LTV^^) 
, 136.7(CH 2 =CHCH 2 ^<7)CH). 

^oT, N,N-Dimethyl-4-(l-methylethyl)-6-(trimethylsilyl)-l-hexen-5-yn 
-4-aminefi, m~FOfl|jg5£ (3 4) Z^-f 2>it&V3X**>2> Z. tfimUZ tltio 
[0 0 6 6] 
[ft3 8] 

N 

/iC Pr -CH=CH 2 -(34) 

Me 3 Si^ 

(^ff 3 , Meli^«^U P r - i li>f V7°n t?;u^£^1- G ) 
(H»0 2 2 ) 

,N,-y^Wt^ , /X7^ K0. 165g(lmmolh Y V y )V*u * ? y 7.)V*>W. 
* f-;i/0. 115mL(lmmol) SrJDfcfcDDx., 20 < CT*30#P^tl# Lfco - OHlt^S^^S 
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L t-f&o 
[0 0 6 7] 

20°CT3055-P H Ht#L7t:o M^T, -OMJ^V#?R^^b-^^^v^^ A 10 
mL(l.0M solution in THF; lOmmol) JPx.> 70°C-C6^^ii# L/c 0 LT> ffrM 
m.itT > - * A7Kv#-a20mL^Jnx. T £#lh $ t> O t 1 ^ 
ttai*3HI«L^f9 1 1 & ^^Jtl^6mLlCJ:^>i-T-;i/@(7)fftm*3[lI^iILtT 
fcofco itv^-r, fftttJ^<7)pHS:30%7K^b^ h ') V Ajtifefa'CT frii ';i4(pH=13 

~i4) Ltzfe, v^jv^-Tm^m^tz^-TfrM&^mmfeisft &o 

fco #^6mL(Cj:^i--r;^OWm^3[II^L i ff^o7t:#:, fl&m^ 

OpH£30%7K^ffc^ h 'J V&jtf&fe-ZTfrij >Jtt(pH=13~14) U v^c^^i- 

^* y^A Zm^tz&MZff* o itaSS t^jftiHI SrtT* o TN.N-Dimethyl 

- a -ethyl- a -[(trimethylsilyl)ethynyl]-benzenemethanamine£ jtfe^ 4 ^ b 
LxntZo m&*4 )\s<DWmlt0. 192g(JR^:73X)-C*o^ 0 - WN-Dimethyl- 
a-ethyl-a-UtrimethylsilyDet hyny 1 ] -benzeneme t hanam i ne (0 ^I-IBS. JR. ^ ^ 9 

<m\-WM^s<? h)V (KBr^J) > 

(neat) 3061, 3025, 2958, 2864, 2824, 2783, 2155, 1600, 1448, 1250, 858, 8 
42, 760, 700 cm" 1 

<*Mm*R**^ (CDCl 3 i§^TMSra}im) > 

iH-NMR: £0.25(s,9H,SiMe 3 ), 0. 62 (t, J=7. 4Hz, 3H, CH 3 ) , 1. 77 (dq, J=7. 4, 12. 8Hz 
,1H,CH 2 ), 2.05(dq,J=7.4,12.8Hz, 1H,CH 2 ), 2. 18 (s, 6H,N(CH 3 ) 2 ), 7. 21-7. 25 (m, 
1H, Ar) , 7.29-7.33(m,2H,Ar), 7. 59-7. 62 (m, 2H, Ar) . 

13C-NMR: S0.45(SiMe 3 ), 9.5(CH 3 ), 34.8(CH 2 ), 40.4(N(CH 3 ) 2 ), 69.2(C), 92. 
2, 103.7(C=C), 127.0, 127.4, 127.8, 142. 3 (Ar). 

l£o N,N-Dimethyl- a -ethyl- a -[(trimethylsi lyl)ethynyl]-benzenemeth 
anaminefi, ^TOfl^ (3 5) *&-t&4k&9!l"e$>& i t tf*fllS$*Lfco 
[0 0 6 8] 
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39/ 



Mb 3 9] 



C 




-(35) 



Me 3 Si 



-To ) 

(mmm 2 3 ) 

M&^MR ^T^^VftL £ 50mLZl 7n77^3i:yif ^i-f WmL^ 
Ati/cf^ orT-e^oy^lx^T^r-^ Kvi^;UT-b^-;V0.22mL(l.5mmol) 
jSt^y^-;!/'; A0.94mL(l.6M solution in hexane; 1. 5mmol) £ #Dx. T105rP^ 

[0 0 6 9] 

AlOmLQ.OM solution in Et 2 0; lOramol) £ #Dx^ 42T;-C6R#|igfiiM$ 
L/Co fit, ^m^T>^^^A7K^20mL^Jnx.T^:S^#±$-^/v:m> 

7;i/# ';t4(pH=13~14)tc L7t^, yxf^x-f^niL^ffl^^i-r^itB^ 
fcofclfe, ttfflf£OpH£30%7k8Kfc^ h 7AMIt7;V* ';tt(pH=13~14)K 

& m % ?s n fe7K«ift -7^i")A»/; m% zft^^fz^ m&R vmm * ft 

& o TN, N-Dimethyl- a -(2-formylethynyl)- a -[(l-trimethylsilyl)methyl]-be 
nzenemethanamine^Bf^'fe^-^ )V t LTt#/z 0 Bf ^-fe^- >f ;V<£>lK4t±0. 205g(lR 
^:75%)-e*o7t 0 -ON, N-Dimethyl- a -(2-formylethynyl) - a -[(l-trimethyls 
ilyl)methyl]-benzenemethanamineO#£M43^^^ h ^S-CKMSI^^Rl^^^ 
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<m\mM^^ h)V (KBr»J) > 

(neat) 3060, 3027, 2952, 2921, 2865, 2825, 2782, 2207, 1668, 1448, 1247, 
857, 837 cm" 1 

(CDCl3jg»TMSrtSB*i!fs) > 
IH-NMRI S-0.32(s,9H,SiMe 3 ), 1. 36 (d, J=14. 2Hz, 1H, CH 2 ) , 1. 65 (d, J=14. 2Hz, 1H 
,CH 2 ), 2.2l(s,6H,N(CH 3 ) 2 ), 7. 26-7. 36 (ra, 3H, Ar) , 7. 58-7. 60 (m, 2H, Ar) , 9.42( 
s, 1H.CH0). 

iSC-NMR: £-0.82(SiMe 3 ), 32.1(CH 2 ), 40. 0(N(CH 3 ) 2 ) , 66.0(C), 88.7, 96.8(C 
=C), 126.7, 127.9, 128.4, 142.1(Ar), 176.7(CH0). 

fi^ot, N,N-Dimethyl- a -(2-formylethynyl)- a -[ (l-trimethylsi lyDmethyl 
J-benzenemethanaminefi, J^TOffjtjt (3 6) ^^ir ^it^^d^i)^ £ btiFfe 

[0 0 7 0] 
Ut4 0] 

Me\ /Me 
N 

II 
O 

(H»!I 2 4 ) 

•d$.J±&mR XfT ^ =f > «m L 50mLZl □ 7 9 * 3 K v f - ;W ^ - r ^5mL £ 
Atltzfe. 0°CT"e2-^^;i/-l-^T->-3-^ >0. 14mL(1.5mmol)5.U f r^;l' I J 
A0.94mL(1.6M solution in hexane;l. 5mmol) Zlmz.XlO'frffifltW LT V f-* A 

fi3& L 7t:50mLZl y □ y y 7. n y'xf ji/x — 7- ;i/5mL, N, N- v * )V-A-y"u 
>-tr >*;l/^^-^-T ^ K0.244g(lmmolK h'j7^n>^>^W>^f;l/0 
. 1 15mL ( lmmo 1 ) * JOKfabD x. , 20T: "C30# RQ tiffi Ltz Q Z<7) EU&m WL & few O t f 
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[0 0 7 1 ] 

>k^x\ mmozovizfirmLfzmzmmNZL^mzm^xijuz-, 2o°c-c3o 

frfflfitWLfZo m^X^ cWKJBm^MtikTV ;UT^^v^A10mL(1.0M solu 
tion in Et20; lOmmol) £ Mx., 20°CT6S#^tS# L fit, MH^tT^ 
-^A 7K^m20mL £ in x. T MS £ #lt £ ^©i-f^ilB^3|il 

v^t, ttmmopH^30%7K^l:^- h ^^^mxr^* >;t4(pH=i3-i4)^ Lfc 

mm.M6mL k x & j. - x )vm m z 3 0 t&g t & o & *s m ^o p h * 3o%tk 

m-ftf- h 'J r >A7Kv#^-eT^* , ;i4(pH=13-14)^ L. yxf-^x-f^mL^ffl 

A fcJH^fctefcfcfrfco ataStfaiiie^ff & o TN,N-Dimethyl- a -(3-met 

hyl-3-buten-l-yny 1 ) - a - (2-propeny 1 ) -4-bromobenzenemethaneamine i ~t 
4)^tLxntZo ?f^fe^^;K7)i|Xfi(i0.224g(iR^:70%)-e*o^o ^<7>N,N-Di 
methyl- a -(3-methyl-3-buten-l-ynyl)- a - (2-propeny l)-4-broraobenzeneme than 

</MflXX^^F^ (KBrM^J) > 

(neat) 3077, 2982, 2952, 2919, 2864, 2825, 2783, 1614, 1586, 1484, 1291, 
1011, 822 cm-1 

iH-NMR: <n.98(s,3H,CH 3 ), 2. 20 (s, 6H, N(CH 3 ) 2 ) , 2. 57 (dd, J=7. 6, 13. 4Hz, 1H, CH 
2=CHCH 2 ^^V^TCHi:-^|$^-LTV^CH2), 2. 74 (dd, J=7. 6, 13.4Hz, 1H,CH 2 =CHCH 2 
K&^XCEt L X CH 2 ) , 4. 83-4. 89 (m, 2H, CH 2 =CHCH 2 K £> n TCH t ZLM. 

IS-^LTV^CH 2 ), 5.26-5.28(m, 1H,CH 2 =C), 5. 37-5. 48(m, 2H, C^M^OCh^ CH2 
=CHCH 2 f OCH), 7.42(d,J=8.8Hz,2H,Ar), 7.48(d, J=8.8Hz,2H,Ar). 
13C-NMR: £24.0(CH 3 ), 40.4(NMe2), 46. 8(CH 2 =CHCH 2 Hi3V^TCH<!: Jjifg-g- Lt^ 
&CH 2 ), 67.6(C), 85.4, 90.3(C=C), 118. 0(CH 2 =CHCH 2 ^£! v>TCH<b Ztg^ L 
TV^CH 2 ), 121.0(C=CH 2 ^<7)C), 121. 6(C=CH2*<7>CH 2 ) , 126.6, 129.3, 130. 9( 
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Ar), 133.3(^2=^^24x7)^), 141. 8 (Ar). 

^ o T , N, N-D imethy 1 - a - (3-methy 1 -3-buten-l-yny 1 ) -a- (2-propeny 1 ) -4-br 
omobenzenemethaneaminefi, J^T^fii^ (3 7) hi^^i'Qtbh Z. t & 

[0 0 7 2] 
lit 4 1] 

V^C 6 H 4 -Br-4 

^\ ^CH=CH 2 

Me x /C^ CH, 
C 2 
II 

CH 2 

-To ) 

[0 0 7 3] 

(1) mttH*TV-)vm r xi$Tfr*)v&*7F-rt §K«t— ^ (7) -e^ 
$ ^* >; - - A'&jesij fcflnx. & £ § oafcfift £ 4 0 ~ 7 0 °c tci^-r & t 

fcfcfc, Rl^TK^T-^r^-rt ^ (7) "Ctf £frL%>i9" } )~"Y — 

t £<DEUfcmBtZ 0 ~~ 3 5 0 CtciS:^^lff^3X(itt*^4 HIE 
«<7)Ht7^«m «10«jStcJ:tL{i\ (7) -C^£tL£^>j- 

^-^Rl£SiJORjC&tt«:flf* THIRTY ><OJR^=Sr <£ 

o 

[0 0 7 4] 

(2) iftie^&ti^-^i/^-T- frJllt-T h9t Kn7^>"eab^lS^^3, 
lf*54^U f ±Ifi (1) Ov^-f^— ^tc|E«0=jRT5 ^0*afi^fto 
Jffifcifltf, — *b£ (4) -e^£*L&^*T^ K\ (5) -e^sti&j*?- 
MfcSk — (6) ^Sii&ifeJSlRjSaj&OMBb*; (7) -e^Stia^V- 

[0 0 7 5] 
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mm 

[mm] mmt^-? mr < yw^mr ^ ^%m%i~mi&-fz>z t& 

o 

[#ft#&J 37.^ >f±Tia— (i) -c^Sfu TIEHKS (4) -e^ 

-T^^-T^ K£T§fi-&5£ (5) •e^^f-;HtS«li:«:»«ltcJnx.^HTIB— 
(6) -C^i-^JRRjE^JSrJnx., TfB-jRsS; (7) -em-trv - * 

M2|±MgClH^^tc R5&TV -)l<&Xlt Tfr^^ZTFi-t Rl 
, R4;&tfR5ti;Ev>fc&fc&&a>£jjct 0 

N ( 

i/R -d) 



[ft 2] 



s 
II 

3 N 



■■(4) 



CH 3 -X - (5) 
r8-m1 ••• (6) 
R 7_ M 2 (7) 

mum] ta l 
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